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Spectroscopic Investigation of N-Vinyllactams TT 
and Anilides SOV 62-59-1226 £23 
é < 


ISP-51 and PRK mercury lamp were used to obtain Raman 
Spectra, and spectrograph SF-4 to obtain UV-spectra. 
Spectra of vinyllactams in the double bonds region 
showed lines characteristic for C=C and C==0 bonds. 
Tt was found that the presence of the N-atom at the 
double bond influenced considerably the spectral 
characteristics: the frequency of the C==0 bond was 
lowered nearly as much as in molecules cont 
>>N—C==0 bonds. Values of the extinctién . coefficient 
of C==0 bond line in vinylpiperidone and vinylcaépro 
lactam were quite high, and close to those of vinylamine. 
The intensity of C=C line of vinylpyrrolidone was 
substantially higher, and that of C—O line in all 
three vinyllactams was many times higher than in com- 
pounds with > N—C==0 bonds. This anomaly in the 
intensity of the C=0 bom in Raman spectrum was the 
most peculiar characteristic of vinyllactams which 
distinguished them from molecules with C==C—N< and 
>N—C==0 bonds. It can be explained by the influence 
of the C=C bond, through the N-atom, on the carbonyl 
Card 2/3 group (in the bond system C=C—N—CG=0). Similar 
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relationships were also observed in anilide spectra. 

It was noted that the alkylation of N in anilides 
weakened the indications of conjugation of N with the 
benzene ring, and strengthened those of conjugation 
with the carbonyl group. It can be assumed, therefore, 
that a CgH,NRCO: xX molecule loses the coplanarity of the 


system Cel, -N-C and the system C—N—COX becomes more 


planar. There are 3 tables; 1 figure; and 6 references, 
1 U.S., 1 U.K., 1 German, 3 Soviet. The U.S. and U.K. 
references are R. Bowden, E. Braude, E. Jones, J. Chem. 
eee 948; E. Corey, J. Amer. Chem. Soc., 75; 2301 
1953). 
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AUTHORS: shostakovskiy.s Mant » Pprilezhayevas Ye. N., Tsymbal, 
ror cov skaya vy. A., Starova, N : 


TUTTLE: Brief Communication. Concerning Addition of Nucleophil- 
ic Reagents to d > Ibs -Unsaturated Sulfones in 


Presence of tmpiton B" 


PERIODICAL: Izvestiya Akademil nauk SSSR. Otdelentye khimicheskikh 
nauk, 1959, Nr le, PP 2239-22041 (USSR) 


ABSTRACT: Addition of nucleophilic yeagen 
sulfide, dialkyl 
5 -unsaturated 

structur , py 

B" (benzyltri _ The addition 

reaction starts upon 4 

ton B" (40-60% aqueous solution, 

an equimolar mixture of reacting substances. 

cases the reaction 18 exothermic (temperature rises up 

to 80-100°) and is completed within 2-3 hr, with a 
card 1/5 nearly quantitative yield. GQ, S _Unsaturated sulfones, 
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naving other unsaturated ponds in the molecule (e.8-, 
endo- and exovinyl picycloheptenyl sulfones, obtained 
py reaction of cyclopentadiene with divinyl sulfone), 
add alcohol or mercaptan under these conditions only 
at the unsaturated bond activated py sulfone Sroun: 


$0,—== 
= ee 50,CH=CH, + CH:SH \s0,cH:claSCoHs 
| y+ \ _—_ { Pichon O e (OCH) 
eit N cune A 
x 
(endo + exo) (endo + exo) 


Disulfones, having, two unsaturated ponds, add two 
mercaptan molecules. Table 1 lists the yields and 
physical constants of the addition products (eight of 
them prepared to the first time) obtained by the authors. 
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FoRnuLA bpw % 
( pressuRE 1M 


wim) 


Seg te 3 | 39,53°| 7,74 | 35,17 
85,4 147~148,5 (3) go—36 | 39,82 | 7.75 | 34,93 | Se | gto | 32,66 
CpHSO,C HSCS, **) 49 ee 3293 42,93 8,22 30 51 45.68 8.62 30,48 
CeMLSO,CrHSCalls *) * 08 zm 40—A1 45,44 | 8,62 50°10 | 54,06 6.60 | 26,24 
CyH,80,C:11 SCH. *) 90 _ 56 54,04 aot 27°68 | 52,44 6.12 | 27,90 
‘CAL SOLCHSCH CH) 90 124—125 (0,04) 39—40 52,05 | 6,0: 93'94 | 34,76 7/49 | 23,20 ’ 
CAH,SOCAl SCs 7) i ae 42—43 34,78 | 7,46 0°30 | 43,39 840 | 19,20 
CH, SO,U,1,0H at 125130 (4) a 43,40 i ta ak mars 9/34 | 16,50 
Cilp$O,Cr1L OCH 7) 30.6 116116, 5 (0,5) _ 49,37 3'77 | 47566 | 39,54 7,74 | 17,60 
CALS0,0,H OCH. on) *) ’ 114—116 (0,03) = 33,45 ’ ’ esi 
eH,SO:C:1 OUTLCHOI *) 2 24.49 39,71 7,33 ) 21,2 
# . _t! 03 = JU AS 7,338 oT,)s pid 4 35,03 
(eg GOW HOC: *) eee ey ae a tug—to9 | 35.40 | 6,79 | 34,82 | 35,01 ou ee 
Alb sO athe bs 85 ; : . 
ene 3443 | HI 137 (0,04) — 31,48 | 6.18 | 31,43 | 31,35 | 6,25 | 31,40 
Call SOrHALSTGS) (OCH), i 
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SO2CH.OCaHs” ly 95—85.5(0.08) | 
art Gyn. 94 \ ema aa 
if 95-97 (0,03) 

(auao -f ano} | | 

1 


$O,CaHSCoHs *) 
(ty . Cyst. 86 {t 
(220 + 936) 


C.H,SO.CHLCH — CHCH,SO,C,1,") 84 


1 — 


ys 
a] 


| 53,99 | 6,66 
SC,E,SCH, | 
Notes: * Obtained for the first time. ** In the litera- 
ture [Lorenz, W., Pat. FRG age Republic of 
Germany), 876691 (5/18/1953); Referat. Zhur. Knim., Nr 
32864 (1955)7, it is described as a compound, liquid 
xt room temperature, bp 127-1299 (2 mm). *** Literature 
[Moore, A. H. Ford, J. Chem, Soc., 1949, 24337, mp 36- 
38°, **** Found: P 9.62; 10.00%. Calculated: P. 10.11%. 
In the literature [ Thompson, R. B., Cheniceck, J. A., 
Symon, T., J. Ind. Eng. Chem., 50, 797 (1958)/ it is 
card 4/5 described as "nonvolatile residue’. 
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Tnere 1s 1 table; and 6 references, 2 Soviet, 1 German, 
1 U.K., 2 U.S. The U.K. and U.S. references are: A. H. 
Ford, Moore, J. Chem. Soc. 1949, 2433; J. L. Szabo, 

E, T, Stiller, J. Amer. Chem. Soc. 70, 3667 (1948); Ch. 
D. Hurd, L. L. Gershbein, J. Amer. Chem. Soc. 69, 

2328 (1947); R. B. Thompson, J. A. Cheniceck, T. 
Symon, J. Industr. and Engng. Chem., 50, 797 (1958). 
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KOCHKIN, D.A.; KOTRELEV, V.N.; QYQSTAKOVSKIY, M.F.; KALINIWA, S.P.; 
KUZHETSOVA, G.I.; BORISENRO, “Weyer 


Tin organic polymers. Vysokom. soed. 1 no.3:482-484 Mr '59. 
(MIRA 12:10) 


1,Nauchno-issledovatel'skiy institut promyshlennosti plasticheskikh 
mass, ; 
(Polymers) (Tin organic compounds) 
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SHOSTAKOVSEIY, M.¥.;-PRILEZHAYEVA, Yo.N.; KARAVAYEVA, V.M. 
i eee: 1 ethers and acetylene. 
of sulfur compounds from viny : 
Sea. Tar eta of mercaptals with vinyl sulfides and vinyl 


°399-593 Ap '59. 
ethers. Vysokom.soed. 1 no.4:590-593 Ap ‘59 (woRA 12:9) 
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(Sulfur compounds) (Vinyl compounds 
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_-SHOSTAKOVSK Wieu-Madles PRILEZHAYEVA, Yo,N,; KARAVAYRVA, V.N. 


léne 
nthesis of sulfur compounds fron vinyl ethers and acety 7 
Sha 21: Ionic copolymerization of vinyl sulfides with styrene 


- . Vysok coed. 1 no.4:594-596 Ap '59. 
and vinylbutyl ether. ‘ysokom 8 (MIRA 1219) 


1. Institut organicheskoy khimii AN SSSR im. WD. Zelinskogo. 
(Polymerization) (Sulfur compounds) 
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1, Institut organiche 
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67037 
“gpostakovekize Maar prilezhayeva, tes Nes gov /153-2-5-22/31 
Karavayevas Vs = 


synthesis end polymerisation of Vinyl sulfides 4 
Izvestiya vysshikh uchebnykh gavedeniy- Khimiya i khimicheskay® 
tekhnologiy4s 1959, Vol 25 Nr 5, PP 761 ~ 768 (USSR) 


At the Laboratory for Vinyl Compounds of the Institute in which 
the authors works the synthesis methods and the chemical changes 
of vinyl compounds, which contain, besides double ponds auch VY 
hetero atoms a8 0,8,8,81, atc, nave peen studied for several 
years The present paper gives & review on the studies of tha 
synthesis of monomers of snis group containing sulfur, sone of 
theix reactions, the polymerization and the gopolynerization+ 

A general method of synthesis ¥88 developed (Ref 5) pased on & 
modification of the vinylization reaction according %° A. Y@e 
Favorskiy and Me F, Shostakovskiy (1) (Ref 6). An excess of 
acetyls still remains to be & necessary condition. The vinyliza- 
tion of meroaptanes yields geveral advantages (refs 159910). 
From alkyl-mercaptanes and di-acetyls (Refs 41,12) 1% 18 possivie 
to obtain the corresponding alkyl-thio-butenine (Equation (3)s 
Table 1) at 3 a in the presence of 


A 
PPROVED FOR RELEASE: 08/09/2001 


CIA-RDP86-00513R001549920001-0" 


e hon RELEASE: 08/09/2001 


SUS RDR PO poo a udlsavneuuer’ 


. 67037 
synthesis and Polymerization of Vinyl Sulfides gov /153-2-5-22/31 


2-3% of KOH. The authors developed, instead of the acid hydro~- 
lysis to the acetaldehyde and a titration of the latter, the 
splitting of the vinyl sulfides by an alcoholics gsublimate solu- 
thod for quantitative determination (Refs 7,8) (4)- 
algo suited for alkyl-thio-butenines 
(Refs 11, thors also established the conditions of 
the selectiv oxidation in vinyl-alkyl sulfides in which 
1 sulfones form (Table 2). These can be 
r polymerization (5). The intro- 
duction 0 j dielectric properties of 
the polymer y (Ref 16). By ine 
troducing the sult the benso increases 
(Ref 20). It was © 1 sulfides have less jinolinae 
tion to kationic polymeriza yr the influence of metal 
halides, but they easily form Pp er the influence of a 
dical initiator. a of ionio poly- 
d in the presence of tri-boron-fluoride-ethyrate 
(Ref 21). viscous oils. For the determination 
of their molecula titration of the thiosvinyl terainal 
groups by sublimate wa -oscopy (see also above). 
Cara 2/3 Good accordance confirms of the terminal groups 
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to be ~CHesCHSR. Table 3 shows the fractionation of a sample 

of polyvinyl-ethyl sulfide. Tables 4 and 5 illustrate the condi- 
tions of polymerization of vinyl sulfides in the presence of 
free-radical initiators and the properties of the pelymers ob- 
tained. The best yields were obtained with dinitrile of the azo- 
isobutyrio aoid. Benzoyl-peroxidse cannot be used in this case 
(Ref 23). No thione groups form on introduction of a free radi~ 
cal and the terminal groups of the polymers have also the cha- Naa 
racter of a thio-vinyl (7). 12 pairs of monomers containing 
vinyl sulfides were ‘studied on copolymerization. The properties 
of the copolymers are also studied. Table 6 shows the polymeriza= 
tion of the vinyl-ethyl sulfone. The rules established can be ex- 
plained in view of the reciprocal influence of the C=C linkage 
and the sulfur atom in the vinyl-sulfide molecule. There are 

6 tables and 31 references, 24 of which are Soviet. 


ASSOCIATION: Institut organicheskoy khimii AN SSSR im. N. D. Zelinskogo 


{Institute of Organic Chemistry of the Academy of Sciences, 
° USSR imeni N. D. Zelinskiy! 


Card 3/3 


APPROVED FOR RELEASE: 08/09/2001 


CIA-RDP86-00513R001549920001-0" 


"APPROVED FOR 
RELEASE: 

tiie : uaa 08/09/2001 CIA-RDP86-00 
a Cen he ase 


FSP! 
5 $7038 
AUTHORS: _ghostekovskiye Me» Bogdanovas Ao Vea gov /153-2-5723/3! 


Chekulayeves I. A 
qf 


TITLE: synthesis of New Monomers on the Basis of Acetylene and 
Diacetylene 


PERIODICAL: tavestiy® vysshikh vehebnykh gavedenly> Khimiya i khimicheskay® 
tekhnologiy@s 4959, Vol 2» Nr 5, pp 769 - 115 (USSR) 


ABSTRACT: From acetylene and diacetylene; &5 m compounds con@ 


taining 2 mobile hydrogen, monomers ether) with 
hyl-vinyl= and @ 


accordin 
skiy aif 
CH ye=CH-XR can b yly 


aromatic, nydrosromatics or other radical {Ref j). The most in- 
teresting among the recently obtained unsaturated compounds on 
acetylene pasis, is the vin 
(Refs 5,6)- They may be use 
Card 1/3 nitrogen-containing macromoleculat pro 
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Synthesis of New Monomers on the Basis of Acetylene SOV/153-2-5=23/31 
and Diacetylene 


a three~-dimensional structure (to be used as ion-exchanger re- 
sins). At present diacetylene becomes interesting because it may 
serve as a starting raw material for various syntheses, and be= 
cause it has both a scientific and a practical significance. In 
the laboratory for vinyl compounds of the Institute in which 
the authors work, the hitherto neglected chemistry of the di- 
acetylenes concerning the interaction with compounds containing 
mobile hydrogen has been systematically studied. By the reaction 
of diacetylene with alcohols (Ref 8) and mercaptanes (Ref 10) 
(constants of the reaction products in Table 1), as well as with 
amino alcohols (Ref 10) organic compounds with a simple ether 
(also containing nitrogen) and with a thio-ether-group in the 
conjugated system of the double and triple linkages (I) can be 
obtained. Additionally, butadiene-a-ether (II), a,$-di-thio-~ 
ether (III) and mixed a,S-thio-ether are obtained. The synthesis 
method of the 1~-alkoxy=butadienes-1,3 on the diacetylene and the 
alcohol basis makes possible the production of several repre= 
sentatives of this class which contain alkyl- and cyclic radi- 
cals (Ref 16), The alcohols react with diacetylene under the in- 
Card 2/3 fluence of alkali and on heating. In this reaction, ethyl-vinyl- 
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ASSOCIATION: 


ether (I) and acetals of butin-2-al-4(see Scheme) are formed. 
The reaction of the diacetylene with mercaptanes occurs gradual- 
ly. Unlike the reaction with alcohols, the 2~mercaptane molecule 


adds itself to the threefold linkage and diethio-alkyl (or 


phenyl) of the butadiene=1,3 is formed (Scheme), The compounds pro= 
duced are highly reactive. The authors recommended a new method : 
of synthesis for the 1-alkoxy~butadiene-1,3 based on partial c 
hydration of the ethyl-vinyl-ether (Table 4). Tables 2,3,5, VW 
and 6 list the constants of additional products synthesized. 
Finally, they established the conditions of the synthesis of 

vinyl ether of ethanol amines/of various structures, and ex= 

amined their properties. There are 6 tables and 18 references, 


13 of which are Soviet. 


Institut organicheskoy khimii AN SSSR im. N. D. Zelinskogo 
(Institute of Organic Chemistry of the Academy of Sciences, 


USSR imeni N. D. Zelinskiy) 
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SHIKHIYEV, I.A.; SHOSTAKOVSEIY, M.F.; KAYUTENKO, Teh 


Investigations in the field of the synthesis and transfornation of un= 
saturated silicon organic compounds. DokL.AN Azerb.SSER 15 no 1221-23 


1. Institut organicheskoy khimii AN SSSR i Institut nefti AN AzerSSR. 
Predstavieno akademikom ‘AN AzerSSR Yu.G,Manedaliyevyn. 
(Silicon organic compounds 
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Vlasov, 


AUTHORS: Shostakovskiy, M. Fey 
‘ Spat chal 


~~ 


TITLE: Synthesis 


Referativnyy zhurnal. 
abstract 14}{289 (Sb. 
in-ta, 1959, VYP- 22, 


PERIODICAL: 
511-514) 


TEXT: (Ia-b; here and in 


synthesized as follows: 
— RR” Si0CH, CH, C1 (Iv) 


Pure R,R° Si0H 
H bh) R = Coes R 


—or + HOCH, CH, 0H 


conducted through the 


the following aR = 


= cH,) suited for optical studies were 


Ve M. 
of some trialkyl silanols 


Khimiya, no. 14, 1961, 25715 
nauchn. rabot Yaroslavsk. med 


CH, 


dé 


R.R’SiCl (II) + ara oxide (III) 
TV). 


ethereal solution of 0.1 mole of Ida up to tae 


A weak stream of III is 


required overweight (20 - 25°C) and (here and in the following, the yieid 


is given in 
1.4260, 0.9469 of Iva are isolated. 
Cara 1/2 
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Synthesis of some trialkyl silanols 


ere obtained from 0.1 mole of IIb and III. 5 A NeOH and 
Oy ace see phthalein are added to the ethereal ais oper g& 
of IVb, and the mixture is vigorously stirred for 1 hr. 72, 61~6 [3 a 
1.4204, 0.8456 of Ib are isolated from the ethereal luyer LUA ia 
treatment after 3 hr when the color of the indicator has wot ee ye we 
V was separated from the aqueous layer in a yield of 66.1 f. 6), 98/00 
1.4070, 0.8335 of Ia were obtained from 0.1 mole of IVa under similar x 
conditions. [Abstracter' s notes: Complete translation.] ¢ 
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AUTHORS : __shostakovskiy, ul. F., Komarov, N. Ve gov /74-28-6-4/5 
Shikhiyev, I- A. 
TITLE: gilanols (silanoly) 


PERIODICAL: Uspekhi yhimii, 1959, Vol 28) Br 6, pp 741 - 171 (USSR) 


ABSTRACT: The present paper describes the methods of synthesis and the 
properties of silanols- Silanols ere compounds containing hy- 
aroxyl groups directly pound to the ailicon atom. Owing to 

particular affinity of the siiicon atom to oxygens there are 
gilicon-orgenic compounds qith one, two and three nydroxyl 
groups with the silicon atom. In this connection, they are 
classified into alkyl (aryl) silanols with the common formula 
R.Si0H, silandiols R,Si(0H) 2s and silantriols RSi(OH) 5+ of the 


mentioned compounds, the trialkyl (aryl) silanols are best in- 

vestigated. They are highly reactive compounds and have great 

practical and theoretical importance. In contrast to silicon- 

-organic alcohols, there are 2 number of common methods of 

synthesis for silenols. For some representatives of this class, 

there are guitespeciel methods of synthesis peculiar to them. 
ods ‘of synthesis, the following were described: 
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the hydrolysis of halogen silanes (Rets 8, 10-63), of alcoxy~ 


silanes (Refs 25,35,64-75)s of acetoxysilenes (Refs 10, 76S hs 
of aminosilanes (Refs 10,21,82 the magnesium-organic sim- 
thesis (Refs 91-95), the cleave i (Refs 95-103), 
the cleavage of tetrasubstituted silanes ; 
and the hydrolysis of hydride silanes (Refs 35, 60,94, 128-1 
Besides the mentioned general methods of obtaining gilanois, 
special publications describe many other methods which are 
suitable for the synthesis of compounds with a certsin gtruc- 
ture (Refs FDA, 51, 102,103,117 91249133147) « The physical pro- 
erties of many silanols have not yet been fully characterized 
(Table). For some representatives: the physical constants are 
contradictory. In spite of this, certain rules referring to 
their physico-chemical properties can be determined fron the 
data indicated in the table of the ecapounds of this class 
(Refs 32,148-155)* @rialkyl (aryl) silanols remind of tertiary 
alconols as to their structure. Silandiols and silantriols 
have no analoga anong organic compounds. Silanols are, in 
generel, gimilar to the corresponding organic alcohols, but by 
the presence of the silicon atom their properties attain 4 
Card 2/4 character peculiar to them. This brings about that in many c&- 
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ses they f ferently from alcohols. Some of these react- 
ions were consi sely and compared with the correspond- 
ing re tion of metals and lyes 
(Refs 8, 5) dehydration of si- 
janols (Refs 6 0, 224-226), in- 
teraction wit ( 30,231)s 
action of mine ction 
with acid anhydrides @ 
223,227 324,235) interactio 
236-239)» reaction with vinyl ether (Refs 
944), action of Fischer's reagent (Refs 1 
with isocyanates (refs 37,51 1032246): hydration of silanols 
(Refs 37,247) As mentioned before, silanols are nighly react- 
ive substances which are capable of undergoing yarious react- 
f these reactions were described (refs 37, 215492993 
Lon. Soe oF TH eDy 112, 206-20 oie ere used 
snaustry for the production of various resins (Refs 257-205 )s 
heat-resisting coats (Refs 295s mectericide substances 
shee 265)s adhesives Refs 267,26 aater-repellent agents 


(Refs 210,268), for jmpregnatinc bP nar (Ref 7c), as aiffusicon 
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TIPLE: Diacetylene and Its Derivatives 

PERIODICAL: Uspekhi khimii, 1959, Vol 28, Nr 9, pp 1052-1085 (USSR) 

ABSTRACT: In the present paper the authors give a survey on the actual 


state of the chemistry of acetylene and its derivatives. 
First, the methods of obtaining these substances are describeds 
the synthesis of the diacetylene derivatives from acetylene 
and other substituents among them dimerisation of mono- 
substituents, acetylenes {Refs 1-27) 3 magnesium-organic 
synthesis (Refs 28-31); dehalogenation of halogen derivatives 
(Refs 32-37). The methods for obtaining diacetylene can be 
subdivided into three groups: The syntheses of the first group 
based on the oxidative dimerisation of metallic salts of the 
acetylene have, at present, only 2 historical value (Refs 34, 
38.41). The second group comprises methods using the effect 
of em electric discharge on various hydrocarbons (Refs 42-48). 
The third group comprises the syntheses based on @ gradual 
splitting-off of elements of the hal@en hydraci*> from the 
Card 1/4 halogen derivatives of the butane series (Refs A4y~71). The 
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physical properties of diacetylene are treated according to 
references 31, 32; 39, 40, 45s 75-903 and its explosive 
proper i eferences 39, 91-95. The 
purific determination of acetylene ere 
described according A8, 5T, 99s 60, 725 
97-100. Then follow of the chemical properties 
of diacetylene and its Diacetylene is the first 
f the homologous polyine geries with conjugated triple 

ponds. f£ first acetylene compounds from 
vegetable products 1992 (Ref 101). Since 
that time about 50 of such compounds have been obtained. 
References 17; 18, 102-107 are devoted to a close investigation 
of the separation and of the synthesis. The informations 
contained in publications on the properties of diacetylene 

and its derivatives chiefly refer to the reactions of 
substitution and addition. Among th find the 
reactions with magnesim-organic compoun' 31-34, 49, 
5, 98; 108-115); with metals (Refs 51, 54: 444, 116)5 
with halogens (Ref 31) with carbonyl compoun 10, 46, 
48, 117-122), and with methyl olamines- The 
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to diacetylene covers: the addition of hydrogen (Refs 123-127, 
29, 32, 55), of halogens (Refs 29-32 128-132); of nitrogen 
dioxide (Refs 133-135); of water (Refs 66, 995 136); of alcohois 
(Refs 48, 57-59; 62, 65-67, 137-140), of glycols (Ref 137); of 
rercaptans (Refs 62, 441), of amino alcohols (Refs 48, 63, 122)3 
of acrylonitrile (Refs 142-144); of HCN oe 145), of thio~ 
cyanogen (Ref 146) and of dialkylamines (Ref 48). Furthermore, 
the oxidative Gimerisation of the diacetylenes is described 
(Refs 1, 4s 6, Ty 17 18, 29, 335 101, 105-107, 1475 148). The 
following section of the paper is devoted to the ethinyl 
compounds. The physical properties and the spectra of the 
ethinyl vinyl ester are described, as ascertained by the 
authors. Among the chemical reactions of the ethinyl vinyl 
ester the substitutions of acetylene hydrogen and the addition 
are the most investigated. Substitutions were investigated in 
reactions with metal (Refs 57, 11), with ketones (Ref 149), and 
with the magnesium-organic compounds (Refs 150-151). Additions 
to ethinyl vinyl ester were investigated in reactions with . 
alcohols (Refs 58, 59s 62, 65, 66, 91, 137, 138, 150-153) with 
mercaptans (Refs 62, 156-158); with water (Refs 57-60, 64, 159)3 
Card 3/4 with carbonyl-compounds (Refs 48, 57s 124, 150, 160-162); with 
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acetals of acetaldehyde (Refs 163, 164); with bromine 

(Ref 59). Furthermore, the addition of hydrogen (Refa 59, 158, 
165-173) and the dimerisation of ethinyl vinyl ester (Refs 17, 
21, 148, 174) were investigated. Finally, ethinyl vinyl 
thioester (Refs 62, 156-158; 175); ethyl vinyl ester, 
containing N (Refs 63, 67) and ethinyl vinyl ester, containing 
Si were produced. The table contains a list of some of the 
functional diacetylene derivatives. The following Soviet 
authors are mentioned: V. I. Yegorova, 0. H. Kuznetsova, 

G@, I. Plotnikov, I. A. Chekulayeva, I.» V. Kondrattyev, I. I. 
Strizhevskiy, M. D. Ohekhovich, Zh. I. Iotsich, E. 5. Shapiro, 
and Le T. Shmoming. There aw 1 table, and'176 references; 33 of which are 


Soviet. 


ASSOCIATION: In-t organicheskoy Kkhimii AN SSSR, im. N. D. Zelinskogo 
(Institute of Organic Chemistry AS USSR imeni N. D. zelinskiy) 
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The affiliation of alcohols, silanols, and organic acids to 

the y-silicon-containing vinyl ethers takes place under the 
influence of acid catalysts according to the jon mechanism, 

in agreement with Markovnikov's rule. On their reaction with 
organosilicon alcohols and gilanols, hitherto unknown acetals 
were obtained, containing silicon atoms in both alcohol radi- 
cals. The reaction of these ethers with organic acids can serve 
as a basis for the synthesis of a new class of organosilicon 
compounds, ie» organosilicon acylates. Hydrogenation, chlori- 
nation, and hydrochlorination of the y-silicen-containing vinyl 
ethers were investigated. There are % tables and 12 Soviet 
references. 


ASSOCIATION: Institut organicheskoy khimii Akademii nauk SSSR (Institute 
for Organic Ghemistry of the Academy of Sciences, USSR) 
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: phenol. The yield in resin 
increases Wi cetylene content. The investi- 
gation of the di fractions by the aid of chemical 
and spectroscopic method that they are mixtures 
of the products (I - III). 


CH, Hy 


-0-C=CH, -0-C=CH, 


3 
(1) (11) 


The fraction poiling at 410-115° (a8) represents the o-iso- 
propenyl-isopropenylpheny? ether (II). This was confirmed by 
clemantary analysis; hydrolysis, py the determination of the 
Card 2/3 molecular fraction and by spectral analysis. Fractions that 
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are distilled at higher temperatures are mixturea of the poly- 
mer (III) of different polymerization degrees with the mono- 
mer. Ultraviolet and infrared spectra were taken at the 
opticheskaya laboratoriya I0Kh AN SSSR (Optical Laboratory 
TOKh AS USSR) by B. V. Lopatin. There are 15 references, 

3 of which are Soviet. 


ASSOCIATION: Institut organicheskoy khimii Akademii nauk SSSR 
(Institute of Organic Chemistry of the Academy of Sciences, 
USSR) 


SUBMITTED: March 12, 1958 
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(CH, ),ce5¢ {3st 
3 for o x a ea 
aS dea 


SS e010 72 


me 

S (cH,C0),0 
— = (0H, )%9 c=c-C 
4 


The occurrence of hydroxyl groups was confirmed by ahs -eatic 
acid derivative of bis-(2-nethylbutin-}-ol-2)~dine thy! 
germaniun. Further reactions of organo-garnaniun aleencis 
and their derivativas will .be described in later papers. The 
experimental part presents the physical date of the initial 
substances, the details of the synthesis, and the analysis 
of the coxpounds obtained. The authors prepared: (2-methyl- 
butin-3-0l-2)-4-trimethyl germanium, pis. (2-nethyl-butin-5-01-2)- 
j-dimethyl germanium, tri-(2-methyl-butin-3-01-2)-4-nethy! 
cerd 2/3 germaniun, and oe (d-mathyl-butine-3-208toxy-2)-4-dinethy? 
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TITLE: Investigetions in the Field of the Synthesis and the pransflor- 
mations of Unsaturated Organo-silicon Compounds Issledovaniya 
vy oblasti sinteza i prevrashehenly nepredel! nykh kremneorga~ 

niche skikh goyedineniy)s 
II. synthesis of the Silicon Hydrocarbons of the Vinyl Acetylene 
Series (II. Sintez yremneuglevodo:0d0v vinilatsetilenovoe? ryade 


PERIODICAL: ghurnal obshehey phimii, 1959s Vol og, Ne 7s PP 2137-2139 (ussR) 


ABSTHACT: The synthesi e alcohols , their hydrogenation 
and dehydration (Re ell as the 4 


compounds t j s 1, 4s 
i nversi 


comparati 
authors elabor +3 of mono~ ( (nef 7)» 
and trivalent (Ref i1i germanium § tuted 


(ref 9) acetylene & 
conditions of some £23 i $tertiary acetylene 


card 1/3 glycols 38 well as the catalyti of the 
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silicon hydrocarbons obtained were investigated according to the 
afore mentioned scheme. Thus, the synthesis of vinyl acetylene 
silicon hydrocarbons was elaborated by the dehydration of the 
corresponding ditertiary y-silicon substituted acetylene 
glycols in the presence of KHSO,. The following compounds were 


obtained and characterized: pis. (2-methy1-batene~1-in-3)-e thy? 
silane; bis-(2-methyl butenc-1-in-3)-diethyl silane}; 
pis-(2-methyl putene-1-in-3)-dime thyl silane; bis-(2-methyl 


putene-1-in-3)-methylethy1 silane, and pis-(2-nethyl putene-i~ 
in-3)-methyl propyl silane. By catalytic hydrogenation of 
pis-(2-methyl putene-1ain-3)-diethyl silane the corresponding 
saturated silicon nydrocarbon, diethyl diisoamyl silane, Was 
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synthesized. The silicon hydrocarbons synthesized are more 
exactly characterized in the table. There are 2 tables and 
9 references, 8 of which are Soviet. 
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Plotnikova, G. I. 


TITLE: Investigation in the Field of Diacetylene Derivatives (Issle- 
dovaniye v oblasti proizvodnykh diatsetilena) Interaction 
Between Diacetylene and Phenols, Thiopnenol and Benzyl Alcohol 
(Yzaimodeystviye diatsetilena s fenolazi, tiofenolom i benzilo- 
vym spirtom) 


PERIODICAL: Doklady Akademii nauk SSSR, 195%, Vol 124, Nr 1, 
pp 107 - 110 (USSR) 


ABSTRACT: The authors had earlier reported on syntheses based on di- 
acetylene with aliphatic and hydro-aromatic alcohols as well 

as with ethyl mercaptan (Refs 1,2). In order to introduce the 
corresponding aryl derivatives into the substances available 
tne authors tried to add phenol to the diacetylene. These two 
substances, however, did not react together according to the 
usual scheme under conditions suitable for alcohols. The 
authors wanted to investigate the reaction mentioned in the 
subtitle. They wanted to eliminate the influence of the 

Card 173 benzene nucleus which is caused by the oxygen atom. This 
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was expected to be changed by means of the sulfur atom in 
thiophenol and by the distance of the benzene nucleus from 
the oxyszen. In fact, both reactions proceeded smoothly under 
gentle conditions (1). The junction of the second molecule 
of the benzyl alcohol or of thiophenol forms the next stage 
of the reaction and can also proceed independently. In the 
case of benzyl alcohol, this stage proceeds according to 

the ionic mechanism. Butinal-dibenzyl-acetal 


CH,-C == C-CH(OCH,CH.), (III) is formed. In the case of 


thiophenol the second stage of the interaction with di- 
acetylene proceeds mainly under the influence of radical 
initiators. Dithio derivatives of butadiene-1,3 are formed. 
Thus, either thiophenol or ethyl mercaptan is added to 

ethyl vinyl thiophenyl ether yielding dithiophenyl- and 
thiophenyl-thioethyl-butadiene-1,3 (2), respectively. This 
reaction is accelerated by KOH, pond cobutyrié acid-nitrile 
or by increased temperature. The yield of the end products 
depends on the temperature and on the initiator. Dithiophenyl- 
and thiophenyl-thioethyl-butadiene-1,3 undergo the diene 
synthesis with maleic acid anhydride, forming adducts that 
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lose two mercaptan molecules and forming phthalic anhydride 
(Refs 2,6). An experimental section (not designed as such) 
ensues. There are 3 tables ana 6 references, 4 of which are 


Soviet. 
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coatings, spilicon rubber, lubricants, and hydrophobic and gluing 
materials. The pook also describes the new oxygen-containing 
organosilicon compounds such as organosilicon alcohols and 
silanois, simple vinyl ethers and their derivatives, and organo~ 
silicon acetals and acylals. The production and properties of 
chlorosilanes are gescribed priefly. B. N. Dolgov;, 

K, A. Andrianov, ana A. P. Kreshkov are cited as Soviet writers 

on the chemistry of organosilicon compounds. References accompany 


each chapter. 
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AUTHORS: Shostakovskiy, M. F., Gladyshevskly, v, A., Baykova, 
R. 1. ere ae 
TITLE: Brief Communications. | Stepwise Synthesis of Poly (Vinyl 
Tsopropyl Ether) 
PERIODICAL: Tuvestiya Akademi} nauk SSSR, Otdelentye khimicheskikh 
nauk, 2960, Nr is pp 138-139 (ussR) 
ABSTRACT: Stepwise polymerization of vinyl isopropyl ether was 


studied. The rene tion proceeds as follows: 


Pia OR 
CHS + (a+ fc! {= CH—OR ~ CH,CH [CH2—CHI,CHaCH 
OR | p. 
: OR OR . 
tS en re whee 
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Acetylene-diene Isomerization of 5/062 /60/000/006/020/025/XX 
1,4-Dichloro Butane-2 and Syntheses B020/B060 

Performed on Its Basis. Communication 1- 

Action of Water-methanel - and Methanc! 

Solutions cf Potassium Hydroxide on 1,4- 

Dichloro Butyne~2 


methancl to 1,4-dichloro butyne-2 (I) in the presence of KOH at a 
temperature below 50°C was likewise cbserved. When an aqueous KOH solution 
is added to a methanol sclution of (I) at about 65°C. diacetylene is 
obtained as the main product. The structure of the resulting 
2.chlorobuten-1-ine-} was confirmed: by the spectroscopic analysis made by 
Lopatin. A description is given of the methods applied tc confirm the 
structure of the remaining isolated compounds. Production, characteristic 
reactions, and identification of compounds (I) to (VIII) are also 
discussed. On the strength of results obtained, a mechanism of 
acetylene-allene-diene isomerization of 1,4-dichloro butyne-2 in water~ 
methanol and methanol KOH solution is suggested. V. R. Skvarchenko 

(Ref. 7), Yu. S. Zalkind, and ll. L. Ayzikevich (Ref. 9). as well as Vv. I. 
Yegoreva and O. iM. Kuznetsova (Ref. 10) are mentioned. There are 13 
references; 8 Soviet. 4 German, and 1 British. 
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Studies in the Field of Chemical Transformations s/062/60/000/06/06/011 
of Unsaturated and High-molecular Compounds. B020/B061 


14. Copolymerization of Trivinylglycerol Ether 
With Methacrylic Acid and Its Methyl Ester 


methacrylic acid and its methyl ester were used. Qn the examination of the 
conditions of copolymerization of trivinylglycerol ether with methacrylic 
acid, the following reactions may be expected: a) formation of copolymers 
containing free vinyl groups, b) formation of branched copolymers, and 

¢c) formation of three-dimensional copolymers insoluble in organic solvents. 
From this it follows that the copolymerization of trivinylglycerol ether 
and methacrylic acid takes place in several directions, and a complicated 
mixture of copolymers is formed. No formation of three-dimensional 
copolymers was found on the copolymerization of trivinylglycerol ether 
with the methyl ester of methacrylic acid. The copolymerization of tri- 
vinylglycerol ether with methacrylic acid and its methyl ester is precisely 
described in the experimental part. The yield and eae of the 
copolymers of trivinylgiycerol ether and methacrylic acid {(Table 1), and 
of methylmethacr late'|(Table 2), are given, There are 2 tables and 

5 Soviet references, i 
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Ushakove: 7, M. 
TITLE: Vinyl Compounds in the Diene Synthesis Communication 3> 


Synthesis ane Properties of tne Ethers of the Series 

of Bicycioheptené and Di -endomethy lene Octahydro- 

naphtha: ene Containing Aromatic Radicals 4 

PBRIODICAL: Tavestiya Akademii nauk SSSR. Otdeleniy® khimicheskikh 
nauk, 1960, No- 7, PP: 4286 ~ 1290 


TEXT: The present paper sontinues the authors’ investigations on the 
aiene synthesis by means of vinyl compounds of the CH,=CH-XR type. The 


authors report on the reactions of cyclopentadien’: and hexachloro 
_eotheTS abanione ni th vinyl-R-naphtny +": vinyipnenyl-. and vinyl -p-tert 
butyl phenyl ether. The condensation of the vinyl aryl ethers with 
cyciopentadi ene proceeds according te the scheme: | { 


cara 1/5 
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Communication 3. Synthesis and 3004/B064 


Properties of the Ethers of the Series 
of Bicycloheptene and Di-erdomethy lene Qotahydronaphthalene Containing 


Aromati2 Radicals 


The rTatic between the forming adducts may be varied cy the initial : 
ratic of the somponen’s 3 in the cas® of the viny? alkyl ethers 
aiso with the yinyl ary} ethers the second stage of reaction may be a 


carried out by means of hexachiorc cyclopentadiené; ether and di~ 
hydraldine result from this reactscn: eae with hnexachloro cycio- 
pentadiene the reaction proce ds under ‘the formation of ethers cf 
hexachioro picycloheptene: (3), These sompounds could be easily 

ny drogenated on the platinum oxide catalyst; the saturated compounds 

of picycloheptane or 4i-endomethyiene-decaline pegauited. The authors 
describe the syntheses of; III and vi tee naphtho-oxy picyeron (2,2. 17° 
heptene} and mneneses of: TUE tnyvene= 2 pnapethony: 1.2.35 BAe t ee 
oeta-hydrc naphthalene) by reactich of yinyl~B-raphthyt ether with 
cyclopentadiene in the autoclave at *70°C; IL and Vv (2-p-tert-butyt: 
SF cnonybd cyeler (zee 1) Meptsne”s and | 4,5, 8-42 -endomethy lens = 2777 

Poet baty Lphenoxy ~?, 2.9, 4: 48:9 a Ba-cctahydrenapht halen unier the 
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£4700 225 ,US3, 218 3004/B064 
AUTHORS: Komarov, N. V., and Shostakovskiy, M. F. 
es oe 
TITLE: synthesis of primary ]-Organo Silicon Acetylene alcohols | 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh 
nauk, 1960, No. T, pp. 1300 - 1302 


TEXT: The authors studied the, synthesis of acetylene ee 
containing silicon or germanium'|(Refs. 1 - 3). In this paper: they 
report on the syntnesis of primary y-organo silicon acetylene alcohols: r 


The reaction proceeded according tc the following equation: 
$iczC-CH,OH; (R= alkyl oF ary!)> 


? 
The struzture of the alcohols Was confirmed by hydrogenation oF 
talization The 2aithors describe: +) The synthesis of 3-trimethyl 
i propin-2-21-1 (A); (CH,),8i02C-CH0F in the water bath by means 


hyl magnesium bromide in etheric solution, dropwise addition of 
rs: alcohol and, finally. addition of cull, and trimethyl chloro 
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silane, After cooling down the reaction mixture is diluted with ether, 
5% HCl is added, and the compound extracted with ether; the yield is 
/ 

40. 2%. 3-triethy: silyl propin-2-91-4 and dimethyi phenyl silyl 


propin-2-c_-% were synthesized in the same way. 2) The synthesis of 
3.trimethyl siiyl propine-2-butyl acetal 


3 ae ere, 
OCHC=CS1 (cH) 5 yl 


originated from a mixture of vinyl butyl ether and compound A to which 
1 drop of concentrated HCl was added. Then the substance was heated to 
79°C. Vacuum distillation is carried out after neutralization with 
anhydrous potash; the yield is 71%. 3) 3-trimethy+ silyl propanol-1, 
whose physical data are in agreement with the published ones, was 
obtained from A by hydrogenaticn in ethanolic solution on the Raney 
nickel gatalyst. There are 14 table and 5 Soviet referenc?s 
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Bagag: ioe: 1208 2222 2013/B059 
AUTHORS : _Shostakovskiyy diets Bogdanovay A. Ve, and Plotnikova, G.L. 
TITLE: On the Diene synthesis of 1,4-Dithioethyl 4,3-Butadiene 


With Cyclopentadiene 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1960, No. 8, PP- 1514-1516 


PEXT; This is a prief communication on the diene synthesis of 1,4-di- 
thioethyl 1,3-butadiene with cyclopentadiene- The ratio of the jnitial 
substances and the time or reaction were yaried in the experiments. The 
synthesis proceeds py stages, addition products peing formed which con- 
tain varying numbers of ayclopentadiene molecules per dithioethyl-buta- 
diene molecule. The ratio of these addition products depends on the 
ratio of the jnitial substances and duration of heating. Three addition 
products were separated from the reaction mixture. The first, formed by 
reaction of one cyclopentadiene molecule with one molecule of the diene 
investigated, reacted readily with an alcoholic sublimate solution with 
quantitative formation of ethylmercapto mercury chloride and Hcl, which 
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On the Diene Synthesis of 1,4-Dithioethyl 1,3- s/062/60/ 
Butadiene With Cyclopentadiene BO13/B055 


can be easily titrated with 0.1 N NaOH. This indicates the presence of a 
vinylthioethyl group. (I) may therefore be assigned the structure of a 
2-thioethyl 3-vinylthioethyl bicyclo(2,1 
(II) contains two Cyclopentadiene molecules per dithioethyl-butadiene 
molecule. Neither it nor the third product react with alcoholic sublimate 
solution. The second product may be regarded as bis[2-thioethyl-bicyclo 
(2,1,2)-5-heptene], According to its composition and constants, compound 

(III) is [141 5)8-dsendonethylene-2-thioathyl-3-(2'-thicstnel) bees 
(2',1',2')-5'-heptene]. The preparation of analytically pure samples was 
rendered very difficult owing to the formation 
which are very soluble in the addition products, The 1,4-dithioalkyl (aryl) 
1,3-butadienes prepared from diacetylene, which give the typical diene 
reaction with maleic anhydride, exhibit dienophilic properties in the 
diene synthesis with cCyclopentadiene. There are 1 table and 6 Soviet 
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of cyclopentadiene polymers 
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B02 3/B064 

AUTHORS: “Shostakovskiy, Mod - and Khomutev, A- M. 

TITLE: Studies in the Field of the Chemical Conversions of 
Unsaturated and Highmolecular Compounds . Communication 75. 
Copolymerizat+on of Some Divinyl Ethers With Methaerylic 
Acid 

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh 
nauk, 1960, No. 9, PP. 1681-1686 

TEXT: In continuation of their previcus papers (Refs. 1 and 2), the 

authors studied the behavior of some representatives of vinyl ethers in 

the eapnlymerization with methacrylic acid. The following two compounds 
were used: CH, = CHOCH = CH, (I), CH, = CHOCH,,CH,OCH = cH, (II). The ether 


(I) rather tends to reactions with radical mechanism (Ref. 3). It 
polymerizes readily when stored and in the presence of initiators (benzoyl 
peroxide and dinitrile of azoisobutyric acid). The ester (II) does not 
polymerize under the action of the mentioned initiatcrs, but dees sc 
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readily in the presence of iron chloride (Ref. 4). The authors assume that 
these divinyl ethers, like the vinyl alkyl ethers, enter 4 copolymerication _. 
reaction with methacrylic acid and form acylals at the same time. The 
first experimental series of the copolymerization of (I) with methacrylic 
acid was carried out in the presence of benzeyl peroxide. At an increase? 
of the amount of divinyl ether in the reaction medium, the copolymer 
yields decrease; while the number of the chain links in the ether rises 
(Fig. 4). The second experimental series was carried out in the presence 
of dinitrile of azoisobutyric acid. Fig. 1 shows the data on the depen- 
dence between yields, compositicns, and molar eoncentraticen of the initial 
monomers. At an increas® of the divinyl ether concentration in the reactim 
medium, the copolymer yields decrease first, then increase, and the 

number of the chain links of diviny? ether increases. Acylals (III) WEre 
found in the copolymer forming in consequence of competing reactions. 

When comparing the copolymerization of the divinyl ester with methacrylic 
acid in the presences of benzoyl peroxide and the dinitrile of azcisobutyris 
acid, the authors found that the kind of the initiater exerts 2 considerable 
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of Unsaturated and Highmolecular 
Communication 15. 
Ethers With Methacrylic Acid 


influence upon the yield and the composition of the 
both cases a three-dimensional structure and the 


The copolymers have in 


number of the chain links of divinyl ether (I) amounts 
forming linear sopolyners with meth- 
a maximum of 50 mole% of the chain links. 
The copolymerization under the participation of ethylene glycol 
ether (II) with methacrylic acid takes a course different from case 


50 mole%. 
acrylic acid, 


The vinyl alkyl ethers, 
give, however, 


and is similar to the reactions with 


more than 15% chain links of divinyl ethylene 
A relation exists between the composition of 


dimensional structure. 
copolymers, 
This dependence is 
hydrolysis to determine 
these copolymers is considerably higher 
may be explained by the fact that (II) 
type of a radical mechanism than (1). 
7 references: 6 Soviet and 7+ US. 
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the yields and concentrations of 
linear (Fig. 2). The copolymers were subjected to 
their compesition. Ths sontent of acylals in 
than in copolymers with Cije This 
tends less toward reactions of 
There are 2 figures, 4 vables, 


BO23/BO64 


copolymers (Fig. 1). 


to more than 


divinyl , 
(1), / 
vinyl alkyl ethers. Copolymers with 
glycol, have a three- 
the 


the initial monomers (Ref.7)- 


the 
and 
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SHOSTAKOVSKIY, M.F.; BOGDANOVA, A.V.; PLOTNIKOVA, G.I.; DOLGIEH, A.N. 


thoformic 
Method of synthesizing merdaptoles and tritiated esters of or : 
acid, Izv. AN SSSR Otd. khim, nauk no.10:1901 0 860, (MIRA 13:10) 


1. Institut organicheskoy khimii im. H.D.Zelinskogo Akademii nauk 


SSSR, 
(Orthoformic acid) 
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B017/B055 
AUTHORS: Shostakovskiy, M. Fes Sidelikovskayay Fe Pes Kolodkin, Fe Le 
TITLE: Synthesis and polymerization of N-Allyl Lactams 


PERIODICAL: Vysokomolekulyarnyye soyedineniys, 1960, Vol. 2, No- 12, 
PPe 1794-1800 


TEXT: The preparation and properties of Neallyl a-pyrrolidone, N-allyl 
¢-caprolactam and Nesllyl X-piperidone ere described. N-Allyl é-capro~ 
lactam was prepared by reacting sodium derivatives of the lactams with a 
small excess of allyl premide in xylene at 100-130°C. N-allyl €-capro- 
lactam is a very mobile liquid with a weak amine smell and a density of 
approximately +. Tt igs miscible with water, alcohol and ether. The infra- 
red-, ultraviolet-, and Raman spectra of the compound were taken. The results 
are listed in Tables 1 and 2. The presence of a carbonyl group end a 
terminal vinyl group was established by these spectra. In their studies on 
radical-initiated N-allyl pyrrolidone and N-allyl caprolactam polymeri- 
gation, the authors found that N-allyl lactam is not activated by benzoyl 
peroxide, but that 5 - 10% azodiisobutyronit:rile causes stepwise poly- 
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Lactams BO17/B055 


merization with formation of dimers and trimers in low yield. Table 5 

gives a survey of the synthesis of N-allyl lactams. The ultimate analysis 

and properties of N-allyl pyrrolidone (1), N-allyl piperidone (II), and 
N-allyl caprolactam (III) are given in Table 4. The authors investigated 

the copolymerization of N-allyl pyrrolidone with vinyl acetate, methyl ge 
methacrylate and methyl acrylate, obtaining copolymer yields of up to 69%. — 
The spectroscopic analysis was carried out by B. V. Lopatin and T. Ne 
Shkurina, collaborators at the optical laboratory of the authars! 

institute. There are 6 tables and 14 references: 5 Soviet. 


ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo AN SSSR 
(Institute of Organic Chemistry imeni N. D. Zelinskiy of the 
Academy of Sciences USSR) 


SUBMITTED: May 13, 1960 
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309 /79-30-1-12/78 
AUTHORS: Shostakovskiy, M. F.; Rabinovich, M. Se55 Preobrazhens kaya, 
ve. V.; ZyKova, Ce N. 
TITLE: Tnvest lmation of the Synthesis of Precursors and 
Structural Farts ot Antibiotics. he CG. -Aminoadipic 
Acid 
PERTODICAL: Zhurnal obshchey ihimit, 1960, Vol 30, Nr 1, pp 67-71 
(USSR) 
ABSTRACT: The qc. -aminoadipic acid can be synthesized py the 


following two methods: (1) by condensation of 
-7_promobutyronitrile with H-acetylaminomalonic ester 
followed by hydrolysis and decarboxylation; and 

(2) by amination of diethyl ester of CL -bromoadipic 
acid with subsequent hydrolysis. The yield of 
q.-aminoadipic acid prepared by the first and second 
methods is 44% (based on starting YY -bromobutyronitril¢ 
and 82% (based on diethyl ester of c. -bromoadipic acid), 
respectively. The technical q -aminoadipic acid is 
purified by dissolving in 1N NaOH and treatment with 


Card 1/4 


APPRO : 
VED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0" 


"APPROVED FOR RELEASE: 08/09/2001 CIA-R! 


EUSESHE a3 Ese EM ctr aN ed eee SO | [eu patss Wine caer preys, hen Seat ReReeeeee Ih wt tee or Saar Rees § ise ea 
FS OEE SEE CSRS Sa a IT FR EERO ANIA LRT) sou Se SV 


- 4 


DP&6-00513R001549920001-0 


=I 


tao oe 


ne 


Investigation of the Synthesis of (ioo4 
Precursors and Structural Parts of Sov /79-30-1-12/78 
Antibiotics. I. @ -aminoadipic Acid 


activated charcoal (pH 3.0). Upon acidification 

(pH 3-3.5) of the colorless filtrate crystalline 

g, -aminoadipic acid precipitates (yield 94%), mp 173- 
algo (decom). Heating of diethyl ester of @ -bromo- 
adipic acid in absolute alcohol saturated with gaseous 
ammonia in the autoclave at 100-110" (pressure 7 atm) 
for 12 hr yields amide of (@ , g, '-piperidonecarboxy— 
lic acid, mp 168-169°. When @ —aminoadipic acid is 
recrystallize¢ from water, about 50% of it is converted 
into a, @ -piperidonecarboxylic acid. Esterifica- 
tion of Gd -aminoadipte acid by heating with isopropyl 
alcohol in the presence of HCl yields {sopropyl ester 
of a; gq. '-piperidonecarboxylic acid, mp 65 .6-66.5°. 
This was verified by parallel synthesis of this ester 
from piperidonecarboxylic acid. The a -aminoadipic 
acid was also synthesized in the following way: 
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‘Hee HBr CH CHC SOON Hoc is 
CHp=CHCHyBr > BrCHCILCIDe Goi BrCilaCHyCH».CN——> 


(D (i) (111) 


(COOC,H),CHNUCOCH, eee GHGHCOO 
Seen ee ET TCE 


U,HwONa 


ees 
CM gGUACHLEN ~The 


antline 
CY CHsCHCOOH 
NUGOCH 5 
(UOC; NHy + HCI 
uy) (V) 
CHaCIACOO IL 


| 
Cl,—CHCOOH 


Nilo 
qv 


The authors wish to thank A. S. Khokhlov and Ye. M. 
Kleyner for samples of qt -aminoadipic acid, and F. M. 
Meller for performing elemental analysis. There are 
10 references, 2 Soviet, 5 u.S., 3 German. The U.S. 
references are: Schwenk, E., Papa, D., J- Am. Chem. 
Soc., 70, 3626 (1948); Bun Hof, Demorsman, J. Org. Ch., 


Gava 3/h 18, 649 (1953); Waalkes, T. p., Fones, W. S., White, J+; 
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J. Am. Chem. Soc., 72, 5760 (1950); Derick, C, G., 
Hess, R. Wey Jd. Am. Chem. Soc., ho, 547 (1918); Brown, 
G. Be, Baker, B. R., Bernstein, S., Safir, S., J. 
Org. Ch., 12, 162 (1947). 


itute of Antibiotics 


ASSOCIATION: All-Union Scientific Research Inst 
skiy institut 


(Vsesoyuznyy nauchno-issledovatel' 
antibiotikov 


SUBMITTED: December 29, 1958 
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Rabinovich, M. S., Es haa M. F., Preobrazhen- 
skaya, Ye. V. 
a 


Investigation of the Synthesis of Precursors and Struc~ 
tural Parts of Antibiotics. Tz. Separation of G@ - 
Aminoadipic Acid Into Optically Active Forms 


Zhurnal obshchey khimil, 1960, Vol 30, Nr same s) om Goal bo 
(USSR) 


Acyl derivatives were used in this work for separation 
of optically active forms of CL -aminoadipic acid. 
N-benzoyi- U~, ad > @ -aminoadipic acid, not described 
in literature, was synthesized in the following way: 

To the mixture of L, d,@ -aminoadipic acid (16 B)> 
Sodiun bicarbonate (90 g), and water (300 m1), after 
heating for 1.5 hr, add benzoyl chloride (42 g) with 
yigorous stirring. Continue stirring for another 

hr, remove excess sodium bicarbonate by filtration, 
acidify filtrate with HCl up to ~ pH 2.0. Recrystallize 
the obtained acid from water, yield 18 g (68%), 
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Investigation of the Synthesis of Precursors 77352 
and Structural Parts of Antibiotics. Ss 30V/79-30-1-13/78 
Separation of qa -Aminoadipic Acid Into 
Optically Active Forms 
mp 183-184°. Separation of N-benzoyl- L te 1 gi Ge, 
aminoadipic acid into optically active forms was carried 
out with brucine, L -threo-1-p-nitropheny1~2-amino~ 
propane-1,3-diol, and d,l-threo-1l- -nitropheny1-2-amino- 
propane-1,3-diol. In all cases the following optically 
active forms of N-benzoyl- 2,4 .,.¢4 -aminoadipic acid 
were obtained: N-benzoyl- L,@ _-aminodipic acid, mp 
177-179; L.a_l,-F 17 2-17 .3°5 N-benzoyl- d, Q@-> 
aminoadipic acid, fip 178-180", Ca ,-16.0 to 18.6°. 


The L -form of amine produces 4 crystalline salt of 
d ,N-benzoyl derivative, and the d-form, the erystal- 
line salt of LL; N-benzoylaminoadipic acid. Hydrolysis 
of optically active forms of N-benzoyl- @ -aminoadipic 
d acid yields 2.» @ -aminoadipic acid, mp 184-185°, 
425.5° (with 1.3, 6 N HCl) and d, GQ -aminoadipic acid,* 


mp 183-158°, Eo). Heo" (with 1.3, 6 N HCl). The 
aibnors, vogether with T, PB. Verkhovtsevoy (VIIA), 

6 fli established that the microorganism Renicillim chrysogen separates 
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Investigation of the Synthesis of Precursors 77352 

and Structural Parts of Antibiotics. Tt, S0V/79-30-1-13/78 
Separation of GQ -Aminoadipic Acid Into 

Optically Active Forms 


La 5 G@ -aminoadipic acid into two optically active 
forms. During its life it consumes only the VU -form 
of @ -aminoadipic acid. The authors succeded in obtain- 
ing a -form of @ -aminoadipic acid (CC ea -25 .9°) 


from the racemate in which the above microorganism was 
cultivated for 5-6 days. The work devoted to the 
separation of racemic amino acids with optically active 
forms of 1  thaeo-1~p-nitrophenyl-2-aminopropy1-1, 3- 
diol is to be continued. The authors thank M. A. 
Guberniyev for his interest in this work. There are 

8 references, 3 U.S., 1 German, 1 French, 1 Italian, 

1 Swedish, l Belgian. The U.S. references are: Borsoon, 
H., Deasy; ©. L., Haagen-Smith, A. L., et al., J. Biol. 
Ch., 176; 1386 (1948); Greenstein, P., Birnbaum, S. M., 
et al., J. Am. Chem. Soc., 75, 1994 (1953); Adams, Ray 
Binder. L. 0., J. Am. Chem. Soc., 63, 2773 (1941). 
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Jn 


oO ct a 
O fh 
BT ct 


, along wi 
Lon produc ane 
ae rlyiny 
a diene_and AEs 
“T with (-(diet ny Lamino ) - etnancl y 
ae T=) ; 
35-60%) “GL ( Q -diethy lamtnoethoxy )-b buta-i,3-diene 
pee Le 220 ; 
j 3 contain 
151° (4 mm), Mp 1.4819. Compound II can aiso 
iethy inoetnoxy )-buta-1,3-diene (Ita). 
-dietnylamino 2 


CH=C-CH=CHOCH, CHAN (CoH 


n the acetals of but-i-yn- 
of cre molecule or alconol 
einer. These addition 

@n @liene structure. 


ee 
C 
3 
i 


DM om Q, ” 
te 


ca 


\ 
5’2 


OCH, CH N(CoHs ) 5 (II) 


(C5H 


J y. t e Sd 3 t ra a 
pHs, )NCHCH0CH=CH-CH=CHOCE, CHAN (Colts). (ila) 


eaction of I with butanol yielded (50-60%) ee 
tal-yn-4-al (III), bp 136-140° (10 mm), nj 1.4542, 
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Reaction of Butadipyne Witn Amino Alconols (#523 
ard Amines. I. Synthesis and Conversions SOV/7 9-30-1-15/76 
of i- (B -Diethylamino ) -etnhoxybut-l-en-3-yne 


containing an admixture, a product with an allene 
structure. Tne yield of butcxy- -{ aaa 


ethoxybuta-1,3-diene (IV), bp 153 -155° (7 mm), 
1.4570, in this case, was only 10-25%. 


OC Hy 
CH 0=CCH HyC  OCH=sCH-CH=CHOCH CHAN (CoH )p 
OCH CH N(C alls) a 
cry (IV) 


During the reaction of ethyl vinyl etner with alcohols 
there occurs, evidently, not only the isomerization that 
causes migration of the triple bond, but acety lene- -allene- 
dienic isomerization of reaction products as well, wnicn 
jeads to the formation of di-alkoxybuta-1,3- -dienes. 
e oT 
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HOEC—~CHSCHOCHCH5N(CoHS)5 + HOR—->HCBC—CH, CH 


OCH, CH N( ots )o 


x CH, CHC—CH (OR) OCH, CHyN(CoHs) 


CH =C=CH-CH 


OCH CHpN(CoH- ) 5 CHg=C (OR) CH=CHOCH, CHN(C2H do 


2 2 


RaC) Hg and CH, CHN ( CoHs ) 2 


Wnen the reaction of I with -(diethylamino)-ethanol 
{4s extended from 6 to 22 hr, the addition product of two 


” 


: : aoe ae. 
molecules of amino alconol with one molecule of etnyl 
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vinyl ether is obtained. The structure of this eae 

toca f 7 ] “ 7 4 cy abu a 

13 Yo or Va (based on spectral analysis) and its physica 

- P oe re: ot 1 H6OS 

eovistants are: Gp 17e-lTy np 1.4 : 

—CH : at ri ait - 
ies. CH., 4N(C5H.. 25 
(y) 
CH3C=CH-CH (OCH, CHBN(C5H is)ofe 
CH.N(C.H, )- 
OCH.CHLN( ole to 
(Va) 
eee ee 

Reantion of IT with etnylmerc aptan at 70-80° for ew 
Sed see yielded (66-70%) etnylmercapto- (/3 -dtethylaminoe ~TNOXy 
ard of7 
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to prepare ccmpound VI 
yimereaptobut-l-en-3-yne and 1i- 
failed. Oniy di-(fR-dietnylamins- 

e (II) was cbtaine Tne formation 
ean be explaired by disproportiona- 
teetat feciriredena ee buta-1,3-diene 
ybuta-1,3-dienes. 


+ 2HOCH,CHN(CoE5) 5-9? ee a 


eCH=C—CH=CHOC,, Ha 


OCH ms 
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isn to tnank B. V. Lopatin ror s 
che prepared compcunds. Tnere are 
Soviet, 5 German, 1U.S. The U.S. 
Copenhaver, J. W., Bigelon,. M. H., 
Carbon Monoxide Chemistry, 305 (194%). 
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‘ re | 
si 3 eosenyl 
Lnyl Ethe X Synthesis and Conversions of Propeny 
Viny ners. A. 
Lsopropeny lt Pheny ! ail fides 


560, Yor 20, He 1, vp 8l-du USSR) 
Truivnal obshehey whimii, lyod, Jo: 20, Ne l, op 31 3i 
PERLODICAL: Zhurnal ovs _ 


t kaline 
: lneatylene in alkallr 
C  thiopenol with me thy oe 
ae ae Ina mLx ture of isopropenyl ohenyl sulfide (I); 
thes : 20 456 1 sulfide 
bo 68-609 (6 mm); t ny 2-3 


(II), Bp (iris {26 mm); 


Cie=E—SCeHs = (1) 


| 
cH’ Cig 
Cigll SH 4 Clg CCH i 
GH yCH=CHSCeHs 2) 
ay 
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vestigation of Synthesis and Conversions or 77554 


stituted Vinyl Ethers. 4. Synthesis and Sov /79-20-1- 
wyerstons of Isopropenyl Phenyl Sulfides 


The reactions (1) and (2) are nucleophilic additions. 
Sterically directed addition of thiol in reaction (2) 
results Ln only one stereoisomer. This was confirmed by 
oxidation of propenyl phenyl sulfide ylelding only one 
erystalline propenyl] phenyl sulfone, CH ,CH=CHSO..C cit. (£51) 


(yield 77%), mp 69.5-70°. Isopropenyl phenyl sulfide we 
converted into isopropyl phenyl sulfone (Iv) for iden- 
5 ip F é 
Ficatlon. gy ic sci, 222% Gla=C—-SOCells WE (CHg)2CHSO.CgH; 
CHy Cll, 
— : (IV) 
son of isopropenyl phenyl sulfide yields (53%) 
provenyl phenyl sulfone, op 182° (4.5 mm), ng 


In contrast to crystalline sulfones obtained 
m propenyl phenyl sulfide, the isopropenyi- and 
sopropyl phenyl sulfones are oLl-like substances. The 
absorption maxima of {sopropenyl phenyl and propenyl 
phenyl sulfides are at 1,420 em7? and 970-900 em-l, re- 
Hydvolysis of propenyl and isoproveny! 


sue 
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Tnvesttcation of Synthesis ant Conve 
Substilbubed Vinyl bohers. X. Svnbthesis and 
Conversions of Isopvopenyl Pheuyl Sulfides 


ldes ylelds propionaldehyde und «ac cetone 
Be ones ition of the obtained 

solution of mercuric chloride indies 

ion can be used for the quantitstivy 
determinat orf isopropenyl pnenyl sulfide On. 
mixing of isopropenyl phenyl sulfide with a mercur 
chloride solution, phenylmercuric chloride precio 
30 seconds and 95% HCl is recovered by tLtration 
hours, Reaction of propeny!l anc isonropenyl phe 
fides with thiophenol in the presence of a free rad 
catalyst ylelds (32%) the same eougernd in both a 
1,2-dipheny lmercaptepropane, C5E,.SCH. ‘CH(CH, )SC-H,. 
1y7-198° a min) , pe 1.0218. ren eiyinetone ean 
it reacts th (T) Dovid (II) to form compound (VI) 
319, bp 12 a 150°. (5 mp), nsO 1.5, and compound 

2%, vo 154-1359 (5 Rm), 120° (° 


> ay t$,.. r 
vesvectively. 
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(1) ++ CoH;SH —> CaHT,SCH1—CHSCeHs 
CHs 
(WD 
(11) + C,H,;SH — CallySGH-—GHaSCels 
CHs 
(VID 


Isopropenyl phenyl sulfide behaves similarly to its 
analog, isopropenyl phenyl ether. In the presence of 
catalyst (SO, ) it reacts with ethylmercaptan yielding 


isopropenyl ethyl Sulfide, bp Tie sT ye Gee 1.4755. 
. Bo ells eel ; 
: 55H — 5 C — CH =C—SCaHs + CgHsSl 
(1) + CgH,SH — lon Gait =¢ 


CHy 


Hydrochlorination of ‘isopropenyl phenyl sulfide yields 

G-chlorotsopropyl phenyl sulfide. Since q@ -chloroiso- 

propyl phenyl sulfide is an unsteblecompound, it was 
Card 4/6 converted into tertiary-amyl phetiyl sulfide, bp 96-93° 
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Suostituted Vinyl Ethers. xX. ynthesis and S 
Conversions of Isopropenyl Phenyl Sulfides 


20 me 
(9 mm), ny 1.5387. 
(1) Het (CHg),C—SColly “2SYS * (Clla)aCSCalls 
Cl R 
Rm Cablg Cylty 


Ted ~Dimethylbutyl phenyl sulfide (yield 19%), bp 33- 
840 (2 mn), ng? 1.5512, was synthesized in an analogous 


way. There are 16 references, 6 Soviet, 6U.S., 1 U.K., 
4 German. The 5 most recent U.S. references are: Tarbell, 
D. C., Lovett, W. E., J. Am. Chem. Soc., 78, 2263 (1956); 
Bordwell, F. G., Andersen, H. M., Pitt, B. M., J. Am. Chem. 
Soc., 76, 1085 (1954); Truce, W. E., Simms, J. A., J. Am. 
Chem. Soc., 73, 2756 (1956); Truce, W. E., Simms, J. A., 
Boudakian, M. M., J. Am. Chem. Soc., 78, 695 (1956); 

3 _ Tarbell, D. C., McCall, M. A., J. Am. Chem. Soc., 74, "6 

ard 5/6 (1952). 
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7856 
SOV/79-30-2-7/78 


Shnostakovskiy, M. F., Grac:: va, Ye. P., Kul'bovsxaya, 
Nes Keg et ete, eel! 


Study in the Field of Synthesis and Conversions of 
Substituted Vinyl Ethers. XI. Synthesis and Properties 
of Isopropenyl Alkyl Sulfides 


Zhurnal obshchey khimii, 1960, Vol 30, Nr 2, pp 
383-388 (USSR) 


The authors synthesized iLsopropenyi ethyl sulfide, 
{sopropenyl butyl sulfide anc isopropenyl propyl sulfide 
by reactins methylacetylene with mercaptans in an 
alkaline medium: 
RSH +cHyc=cH KO ch—c—sr (1) 
CH, 
R= Ol, Cth, Cpe 
Tne reactions were performed usin; the method described 
earlier (Zhur. obshchey khim,, 28, 1253 (1958)). Experi- 
mental conditions are given in Table l. . 
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Study in the Fleid of Synthesis and 77856 
Conversions of Substituted Vinyl Ethers. S0V/79-30-2-7/78 
XI 


Table l. 

Key to Table l. (1) Synthesized compound; (2) quantity; 
(3) mercaptan (in moles); (4) methylacetylene (in moles); 
(5) KOH (in moles); (6) dioxan (in ml); (7) conditions 
of reaction; (8) temperature; (9) duration of heating 
ae nr); (10) yields of reaction products (in %); 

11) isopropenyl alkyl sulfide; (12) 1,2-dialkyl- 
mercaptopropane; (13) isoprcepenyl ethyl sulfide; 


(14) isopropenyl propyl sulfide; (15) itsopropenyl 
butyl sulfide. 


170—180° 
0.94 | 0.09 110—120 
card 2/8 0.34 | 0.68 | 0.068 120—130 
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Study in the Field of Syntnesis and 77856 : 
Conversions of Substituted Vinyl Ethers. SOV// 9-30-2-7/15 
xT 

res 


Tie pressure in the autoclave varied between 32 and 45 atm. 
(Dioxan was added to minimize tarring.) By mixing the 
obtained isopropenyl alkyi sulfides with additional 
quantities of mercaptan, the 1,2-dialkylmercaptopropanes 
are obtained (reactLon (2)): 

Cllg=C—SR + RSI — HSCHy—CH-SK (2) 

Cis CH 
R= Cag Cply. Gly 

The reaction was exothermic (temperature rose to 59-609; 
synthesis of 1,2-diethnylmercaptopropane and 1,2-dipropyl- 
mereaptopropane). Inthe case of 1,2-dibutylmercaptopropane 
and j-butyl-mercapto-2-ethnylmercaptopropane, the mixture 
nad to be heated to 80° in presence of 0.01 & ot azoiso- 
butyronitrile. Table 2 wives tne yields and physical 
eonstants of the synthesized compounds. 


Card 3/8 
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cr 
c 
ct ‘< 
ct 
el 
a 
b+ 
™ 
2 
ty 


Table @. 


7 fal 3 


j ee 
1 
a > Cys [an7h} G87) 31.38 
ee aie | haan | @.8720 ean » Gaby | 28.75 
- 1 gi | 7 Callas | e20nf iso} 27.57 
oy Vii Hes AS og ll ys 
, oi Wien 1474n OSO8S | M7 N7AS ma at 
i Lica | asta 240) GLB, asi. Cys | 84.52] 10.82] 24.60 
j if i ae Ren oe i oe sr aad 
; | ; 1S ag PHOT | SSF] Sho. {So Cyl ysSy | OFES 982) 59.04 
big ape Pie “oa AAD ny? ; ie er en cee, 
: Loanbs HGS ne 74] STOP ONAL 1Q57, Cathy Se ub th he de 
ae ae — 1.02 ib eaiye 2 
Bot eed pied wera | HOMO TGS se pt ' 100% CyytleySe | Sey O10 29.10 
eH ie 57a) 10.05 O88 a 
me morons | ons | Snap on7o} 64h tosg, | 5008 CollgnSy | S916] 1048) 33.34 
e | ee 56.17 eit B28 


. Viste ey * at ms 
* [cn ealculation of MR 5 the authors have used atomic 


refraetion of sulfur, found for diallyl sulfide by 
T. S$. Prise and D. F. Twiss (J. Chem. Soc., 101, 
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COVE st ES 
AL 
1a54 (1912) ) 
**Atomic refraction of sulfur was taken as equal 
to 7.921 (Vogel, A. I., J. Chem. Soc., 1948, 1820). 


In acid medium isopropeny1 alkyl sulfides react witn 
mercaptans (after dropwise addition of isopropenyl 
alkyl sultide to equimolar quantity of mercaptan 
containing 5-8 drops of HCl, the mixtuve was heated 
to 50° for 5 min and lett overnight; it was then 


neutralized, dried over K,0035 And dis tilled ) by 


an tonic mechanism, the reaction obeying Markownilor?'s 
(Markovnikov's) rule, yieldiny 2,2-dialkylmercaptcpropanes: 


Ciyse-Si f RSE (GH QO(STs (3) 


| 
CHy 


The 2,2-diaikylmeve 
into the initial co 


aptopropanes decompose on heating 
spounds. Passing hydrogen ehloride 


On 
tt 


APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0" 


Study in the Field of Synthesis and T1T6 


"APPROVED FOR RELEASE: 08/09/2001 


CIA-RDP86-00513R001549920001-0 


oO 


56 
‘onversions o. Substituted Vinyl Ethers. sev /79-30-2-7/78 


KI 


Card 7/5 


through isopropenyl alkyl sulfides at -20° resulted 

jn formation of GQ -chloroisopropyl alkyl sulfide, which 
easily decomposes on raising temperature to 0°, giving 
ofr HCL and a complex mixture of products. Acid 
hydrolysis of {sopropenyl alkyl sultides ylelds acetone 
as one of the products. Quantitative decomposition 

ot lsopropenyl alkyl sulfides and 2,2-dialkylmercapto- 
propanes by excess ot alcoholic solution of mercuric 
chloride (reaction 5) (with subsequent titration or 

HCl by NaOH): 


Cy <C-—SR + Hele } 2Cofl,OH —» RSHgCl + HCl + (CH),C(OCalIs)2 @) 


- Gly 


ean be used for estimation of purity of these compounds. 
In the case of sulfides, the reaction mixture (0.1-0.2 
of sulttiide and 5 ml or 20% solution of HgCl, in 


alcohol) was heated at 70° in a sealed ampoule for 3 
hr, transterred quantitatively into a flask, and 


‘ 
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Study in the Field of Synthesis and 356 
Conversions of Substituted Vinyl Ethers. SOV/79-30-2-7/78 
YI 


titrated with O.1N NaOH to methylorange end point. 
In the case of 2,2-dialkylmercaptopropanes, the 
reaction mixture (7 ml of HgCl, solution was used 


for 0.1-0.2 g sample) was simply left overnight 
in a stoppered conical flask. There are 3 tables; 

and 12 references, 2 Soviet, 4 German, 2 U.K., 

3 U.S., 1 Polish. The U.S. and U.K. references 

are: P. I. Wiezewich, L. B. Turner, P. K. 

Florich, Ind. Eng. Ch., 2p 2ag5 (1933); U.S. Patent 
2066191, Ch. A., 341; 1038? (1937), Ch. S.; 32, 8359 
(1938); T. S. Prise, D. F. Twiss, J. Chem. Soc., 

101, 3259 (1912); A. I. Vogel, J. Chem. Soc., 1948, 
1820; F. L. Cairus, G. L. Evans, A. W. Larchar, B. C. 
McKusick, J. Am. Chem. Soc.,; 74, 3988 (1952); T. C. 
Whitner, E. E. Reid, J. Am. Chem. Soc., 43, 639 (1921). 


SUBMITTED: February 20, 1959 
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AUTHORSs Shostakovskiy; M. Fo, Prilezhayeva, Yeo Nog 
Zovekaya, Ve Ace, Dmitriyeva, Go Ve 


TITLE: Investigations in the Field of Sulfones and Suifcxides. 
I. Synthesis of Vinyl Ethyl Sulfone and Some of its 
Transformations 


PERIODICAL: Zhurnal obshchey khimii,; 1960, Voie 30, Noo 4y 
Ppe 1123-1130 


TRXT; The data available on the reactivity of low vinyl alkyl sail mes 
(Refs. 1-10) under the influence of ionic and free-radical initiates 
are not clear. In order to clarify this probiem, vinyl ethyl suitone 
was taken as initial product. It was synthesized by dehydration of 26 
hydroxy-diethy1 sulfone (I) with phosphoric acid at 260-270° in the 


vacuum (Ref. 11) according to the scheme 


H,0, ; 3P04 
HOCH CHSC WH, —_—_———> HOCH CH, 50,0 He. ty CH, =CHSO,C5H - 
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Investigations in the Field of Sulfonet and 3/079 60/030/04/13/08° 
Suifoxidese I, Synthesis of Vinyl Ethyl 3001/B01 6 
Sulfone and Some of Its mransformations 


The yield in pure sulfone (II) was 10-155 it contained no gulfoxides. 
The dehydration method is far more convenient than the widely used ds= 
nyarochLorination method (Refs 1 20539496910) (Scheme 2), NEriuor B" 
was used as the jnitiator of the ionic reactions of vinyl ethy1] sulfone 
(I1)3 the reaction proceeded gnoothly and quantitatively on intense 


heating (Scheme 3): 


= C HSH 
ey (IIT) oe 
A CH.0H 
CH 50,CH=CH.. _ 29» (IV) 
oe H,0 
2 
> (I)- 


The attempt of polymerizing vinyl ethyl gulfone under the influence of 
free-radical initiators gave polymers in fair yield on prolonged heating 
(polymerization Schemes) « Vinyl ethyl sulfone shows & high aienophilic 
activity; and yields adducts with cyclopentadien®s hexachloro cyclopenta~ 
diene; and chloroprene « The table ghows the polymerization of vinyl ethyl. 
sulfone at 60° for 60 h. There are 1 table and 20 references: 4 of which 
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are Soviet. 
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_SHOSTAKOVSKIY, M.F.; GUSEYNGV, I.I.; VASIL'YEV, G.S. 


i ~ i = hine- 
Synthesis of compounds of the type of l~allzylthio~2-oxychlorophosp 
im. 12832-2835 S 160 
~chloro-1,3-butadienes. Zhur. ob. khim. 30 no. 9 !2832-2835 ° 
ee : (MIRA 13:9) 


1. Institut organicheskoy khimii Akademii nauk SSSR. 
(Butadiene ) 
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